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TRANSPARENT CONDUCTIVE STRUCTURE,
DEVICE COMPRISING THE SAME, AND
THE MANUFACTURING METHOD
THEREOFK

CROSS REFERENCE TO RELATED
APPLICATIONS

This application 1s a Divisional of co-pending application
Ser. No. 13/970,732, filed on Aug. 20, 2013, for which
priority 1s claimed under 35 U.S.C. §120; and this applica-
tion claims priority of U.S. Provisional Application No.
61/755,514 filed on Jan. 23, 2013 under 35 U.S.C. §119(e),
the entire contents of all of which are hereby incorporated by
reference

TECHNICAL FIELD

This present application relates to a device comprising a
base and a transparent conductive structure on the base and
the method of manufacturing thereof.

BACKGROUND OF THE DISCLOSURE

An optical electrical device such as light-emitting diode
(LED) of the solid-state lighting elements have the charac-
teristics of low heat generation, long operational life and the
light emitted by the LEDs has a stable wavelength range so
the LEDs have been widely used 1n various applications.
Efforts have been devoted to the luminance of the LED 1n
order to apply the device to the lighting domain and further
achieve the goal of energy conservation and carbon reduc-
tion.

Many improvements on structures or materials to enhance
the light emitting efliciency of an LED have been realized.
One of those improvements 1s to add an enhanced film to
increase light extraction, optic-electrical transition efli-
ciency, contact resistance, forward voltage, or the like.
However, the high temperature during manufacturing dam-
ages the electrical and/or light properties of the enhanced
film, and induces the resistances of the enhanced films
increasing and the wavelength of maximum transmaittance

shifting.

SUMMARY OF THE DISCLOSURE

An optical electrical device comprises a base and a
transparent conductive structure on the base 1s disclosed.
The base further comprises a light-emitting device which
comprises a first semiconductor layer, an active layer, and a
second semiconductor layer. The transparent conductive
structure comprises a transparent conductive oxide layer and
a passivation layer on the transparent conductive oxide
layer. The transparent conductive structure prevents carrier
out-diffusion from the base. The material of the passivation
layer comprises dielectric material, such as insulating oxide
material comprising aluminum oxide and silicon oxide. The
maternal of the transparent conductive oxide layer comprises
transparent conductive metal oxide, such as ZnO. Further-
more, transparent conductive metal oxide also comprises
impurities, such as a carrier e.g. gallium.

The present disclosure provides a manufacturing method
of an optical electrical device comprises steps of providing
a base and forming a transparent conductive structure on the
base. The step of forming a base further comprises providing,
a substrate, forming semiconductor layers on the substrate
and growing an active layer located between the semicon-
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2

ductor layers. The step of forming a transparent conductive
structure further comprises forming a transparent conductive
oxide layer on the base and forming a passivation layer on
the transparent conductive oxide layer. Moreover, an anneal-

ing process 1s applied after the base and the transparent
conductive structure formed.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 shows an embodiment of a device having a
transparent conductive layer in accordance with the present
disclosure:

FIGS. 2(a) and 2(b) depict the resistivity of the transpar-
ent conductive oxide layer with and without the passivation
layer thereon on different base related to the annealing
temperature 1n various ambient in accordance with the
present disclosure.

FIGS. 3(a) and 3(b) depict the impurity concentration of
the transparent conductive oxide layer with and without the
passivation layer thereon on different base related to the
annealing temperature in various ambient in accordance
with the present disclosure.

FIGS. 4(a) and 4(b) depict the mobility of the element
doped 1n transparent conductive oxide layer with and with-
out the passivation layer thereon on different base related to
the annealing temperature 1n various ambient 1n accordance
with the present disclosure.

FIGS. 5(a)-5(b) depict the transmittance spectra of the
transparent conductive oxide layer without the passivation
layer thereon; FI1G. 5(c) depicts the transmittance spectra of
the transparent conductive oxide layer with the passivation
layer thereon related to the wavelength in various ambient 1n
accordance with the present disclosure.

FIGS. 6(a)-6(d) show an embodiment of method for
forming a device 1n accordance with the present disclosure;

FIG. 7 shows an embodiment in accordance with the
present disclosure.

FIG. 8 shows an embodiment 1n accordance with the
present disclosure.

FIG. 9 shows an embodiment in accordance with the
present disclosure.

DETAILED DESCRIPTION OF THE PRESENT
DISCLOSURE

FIG. 1 shows a device 1 having a transparent conductive
structure 105 1n accordance with an embodiment of the
present disclosure. The device 1 comprises a base 100 and
a transparent conductive structure 1035 on the base 100. The
transparent conductive structure 1035 comprises a transparent
conductive oxide layer 106 on the base 100 and a passivation
layer 108 on the transparent conductive oxide layer 106. The
passivation layer 108 prevents a element doped in the
transparent conductive oxide layer 106 from diffusing out-
side the transparent conductive oxide layer 106 by a thermal
annealing process applied to the transparent conductive
structure 105. In other aspect, the passivation layer 108
prevents a doped element from being oxidized by oxygen
and further decreasing the doping concentration of the doped
clement. The doped element 1s used to increase conductivity
of the transparent conductive oxide layer 106. In other
words, part of the doped element induces carriers, such as
clectron, to improve conductivity of the transparent conduc-
tive oxide layer 106. However, the concentration of the
doped element 1s not directly corresponding to the concen-
tration of the carrier induced by the doped element. Since
one doped element may induce one or more electrons and
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not all doped elements induce carriers, the concentration of
the carrier 1s related to the doping concentration. The base
100 can be a substrate only or a substrate having a device
structure thereon, wherein the device structure comprises
passive and active components. The passive components
comprises capacitors and resistors. The active components
comprises integrated-circuit structure and photonic-elec-
tronic structure comprising a semiconductor light-emitting,
structure, a semiconductor, a solar cell structure, or combi-
nation thereof. The transparent conductive oxide layer 106
comprises metal oxide, such as zinc oxide (ZnO) doped with
group IIIA element, e.g. aluminum-doped 7ZnO (AZO),
gallium-doped ZnO (GZO), or mdium-doped ZnO (I1Z0).
Furthermore, the mole fraction of the group IIIA element
doped 1s less than 10% of the transparent conductive oxide
layer 106. In an embodiment, the mole fraction of the
clement doped 1s about 5%. In one embodiment, the base
100 comprises a GaN-based light-emitting structure, and the
transparent conductive oxide layer 106 comprises a ZnO-
based semiconducting material having a band gap (~3.37
¢V) wider than that of GaN-based light-emitting structure
and an exciton binding energy (~60 meV) larger than that of
(GaN-based light-emitting structure. The electrical property
of the transparent conductive oxide layer 106 1s adjustable
by controlling a doping concentration of the element doped
in the transparent conductive oxide layer 106. The passiva-
tion layer 108 comprises a dielectric material, such as
insulating oxide matenal, e.g. aluminum oxide or silicon
oxide. The thickness of passivation layer 1s about from 50
nm to 300 nm.

The method for manufacturing the device 1 comprises
steps of providing the base 100, depositing the transparent
conductive oxide layer 106 on the base 100, depositing the
passivation layer 108 on the transparent conductive oxide
layer 106, and performing a thermal annealing process to the
device 1 for annealing the transparent conductive oxide
layer 106 1n an annealing chamber. The method for depos-
iting the transparent conductive oxide layer 106 comprises
atomic layer deposition (ALD), chemical vapor deposition
(CVD), sol-gel, or spray pyrolysis. The thermal annealing
process comprises rapid thermal annealing (RTA). The
method for depositing the passivation layer 108 comprises
¢-beam coating. In one embodiment, the base 100 comprises
(GaN-based light-emitting structure, the thermal annealing
process 1s applied to the device 1 for improving the ohmic
contact between the interface of the transparent conductive
oxide layer 106 and the GaN-based light-emitting structure.
The light-emitting structure comprises an n-type semicon-
ductor layer, a p-type semiconductor layer, and a active layer
configured to emit a incoherent light.

In one embodiment, the transparent conductive oxide
layer 106 comprising Ga-doped ZnO 1s deposited on the
base 100 by thermal-mode ALD with H,O as an oxidant
source. Diethylzinc (DEZ) and triethylgallilum (TEG) are
used as the precursors for zinc and gallium, respectively,
while H,O 1s used as the precursor for oxygen or the oxidant
source. Argon 1s used as purge gas and carrier gas during the
deposition. The deposition temperature 1s 325° C. Precursors
are sequentially injected with a pulse into the reaction
chamber with a carrier gas flow of 200 sccm at the base
pressure 0.2 torr. DEZ and H,O are alternatively injected
into the chamber for ZnO deposition, and the recipe for the
deposition 1s repeated 1n cycles. A few cycles of DEZ 1s
replaced by TEG to dope galllum into ZnO with a ratio of
/Zn:Ga around 20:1. The method of injecting the precursors
such as DEZ, TEG, and H,O having an interval of a
pulsetime and a wait timekept at 0.02 secs and 10 secs. That
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1s, the precursors 1s 1njected following a loop of 1njecting
0.02 secs and stop for 10 secs. The thickness of ALD-
deposited transparent conductive oxide layer 106 1s between
100 nm and 500 nm.

The thermal annealing process comprising rapid thermal
annealing (RTA) for annealing the transparent conductive
oxide layer 106 1s under conditions of an annealing time of
5> minutes, an annealing temperature range of 300-3500° C.
for the base 100 being a glass substrate and 400-700° C. for
the base 100 being a sapphire substrate. The electrical
properties of the transparent conductive oxide layer 108 are
characterized by Hall method. Transmittance of the trans-
parent conductive oxide layer 108 1s measured by using a
visible spectrophotometer.

FIG. 2(a) shows the resistivity of the transparent conduc-
tive oxide layer 106 comprising GZ0O with and without the
passivation layer 108 thercon on the base 100 which com-
prises a glass substrate annealed under various temperature
and ambients. That 1s, diflerent gases are used as a carrier
gas 1n the annealing chamber including nitrogen, oxygen, or
the mixture of mitrogen and oxygen with a ratio of 4:1. The
transparent conductive oxide layer 106 comprising GZ0O has
a resistivity of 3.9x10™* ©Q-cm. The thermal annealing pro-
cess 1s found deleterious to the conductivity of the trans-
parent conductive oxide layer 106. The resistivity of the
transparent conductive oxide layer 106 with the passivation
layer 108 thereon and annealed 1n the oxygen ambient or the
mixture ambient of nitrogen and oxygen 1s three orders of
magnitude higher than that of the transparent conductive
oxide layer 106 without the passivation layer 108 thereon.
This evidence shows that no matter how much the oxygen
content 1s, the resistivity of the transparent conductive oxide
layer increases during the thermal annealing process with
the oxygen ambient. In other words, the resistivity of the
transparent conductive oxide layer 106 deposited by ALD 1s
sensitive to oxygen during annealing. Although the resistiv-
ity of the transparent conductive oxide layer 106 deposited
on a glass substrate increases over 1000 times after anneal-
Ing 1n an oxygen ambient, the crystallinity of the transparent
conductive oxide layer 106 do not show an obvious change
observed from X-ray diflraction patterns. On the other hand,
it 1s found that the resistivity of The transparent conductive
oxide layer 106 can be preserved by depositing the passi-
vation layer 108 onto transparent conductive oxide layer
106. The transparent conductive oxide layer 106 with the
passivation layer 108 thercon has a resistivity lower than
that without the passivation layer 108 thereon aifter the
thermal annealing process. The resistivity of the transparent
conductive oxide layer 106 with the passivation layer 108
thereon only slightly increases with the annealing tempera-
ture. Meanwhile, the transparent conductive oxide layer 106
with the S10,, passivation layer 108 thereon exhibits a lower
resistivity of 8.2x10™* Q-cm than the transparent conductive
oxide layer 106 with the Al,O, passivation layer of 1.4x107>
(2-cm after annealing at 500° C. in nitrogen ambient. The
transparent conductive oxide layer 106 covered with the
passivation layer 108 thereon can eflectively avoid the
increase of resistivity. The resistivity of the transparent
conductive oxide layer 106 increases to 1.85x10™" Q-cm
while the carnier gas 1n the annealing chamber changes to
80% mnitrogen and 20% oxygen {filled in the annealing
chamber. The resistivity of the transparent conductive oxide
layer 106 1s increased after RTA, especially when oxygen 1s
added into the annealing chamber as the carrier gas. The
increase of resistivity of the transparent conductive oxide
layer 106 also increases the forward operating voltage of a
light-emitting device while using the transparent conductive
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oxide layer 106 1n a device structure comprising a semicon-
ductor light-emitting structure. Thus the light emitting etli-
ciency, which 1s luminous per watt, 1s decreased. To sum up,
FIG. 2(a) shows the transparent conductive oxide layer 106
covered by the passivation layer 108 composed of either
silicon oxide or aluminum oxide may reduce the increase of
resistivity of the transparent conductive oxide layer 106 after
RTA.

FI1G. 2(b) shows the resistivity of the transparent conduc-
tive oxide layer 106 comprising GZ0O with and without the
passivation layer 108 thereon on the base 100 composed of
a sapphire substrate under various temperature and ambi-
ents. That 1s, diflerent gases are used as a carrier gas in the
annealing chamber including nitrogen and oxygen. The
resistivity of the transparent conductive oxide layer 106
deposited on the sapphire substrate is 3.7x10” Q-cm, which
1s lower than that deposited on the glass substrate. Similar to
the trend of the embodiment 1n FIG. 2(a), the low resistivity
of the transparent conductive oxide layer 106 deposited on
a sapphire substrate with a passivation layer thereon could
be preserved even after RTA. The resistivity can be reduced
to 3.3x10™* Q-cm capped by SiO, passivation layer and
reduced to 3.29x10™* Q-cm capped by Al O, passivation
layer after 400° C. RTA. The resistivity still keeps at
6.7x10™* Q-cm for the transparent conductive oxide layer
106 capped by S10, passivation layer annealed at 700° C.
Moreover, it can be observed that the transparent conductive
oxide layer 106 has as low resistivity after the thermal
annealing process as that of the transparent conductive oxide
layer 106 before the thermal annealing process. Similar to
FIG. 2(a), the resistivity of the transparent conductive oxide
layer 106 formed on a sapphire substrate 1s also increased
alter the thermal annealing process. In an embodiment, the
increase ol the resistivity also increases the forward oper-
ating voltage of a light-emitting device.

FIG. 3(a) shows the doped concentration of the doped
clement 1n the transparent conductive oxide layer 106 with
or without the passivation layer thereon on the base 100
composed of a glass substrate under various temperature and
ambients. That 1s, diflerent gases are used as a carrier gas 1n
the annealing chamber including nitrogen, oxygen, or the
mixture of nitrogen and oxygen with a ratio of 4:1. FIG. 3(b)
show the doped concentration of the doped element 1n the
transparent conductive oxide layer 106 with or without the
passivation layer therecon on the base 100 composed of a
sapphire substrate under various temperature and ambients.
That 1s, diflerent gases are used as a carrier gas in the
annealing chamber including nitrogen and oxygen. In an
embodiment, the doped element 1n the transparent conduc-
tive oxide layer 106 induces carrier, thus the carrier con-
centration 1s related to the concentration of the doped
clement. The transparent conductive oxide layer 106 com-
prising GZ0O has n-type conductivity and an electron con-
centration of ~10°' cm™ from Hall measurements. As
shown 1 FIG. 3(a), the doped concentration decays during
the RTA, especially 1n oxygen ambient. It 1s attributed to the
bonding of gallium donors 1 ZnO with oxygen and the
bonding of oxygen vacancies with oxygen. That 1s the
reason the resistivity of GZ0 1s much sensitive when GZ0
1s annealed 1n oxygen ambient. When the transparent con-
ductive oxide layer 106 1s annealed in nitrogen ambient, the
doped concentration in the transparent conductive oxide
layer 106 also decays during annealing. It 1s suggested that
zinc 1s lost or evaporated during annealing, and causes
oxygen content increasing and vacancy decreasing in the
transparent conductive oxide layer 106. Because of the
increase ol oxygen content in the transparent conductive
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oxide layer 106, the type of gallium oxide formed in the
transparent conductive oxide layer 106 changes from GaO
(Ga atoms substitute the Zn sites) to Ga,O, due to the
combination with oxygen. Then the concentration of doped
clement, 1.¢. Ga, for improving conduction of the transparent
conductive oxide layer 106 1s reduced, and the conduction
mechanism during annealing in nitrogen ambient 1s
degraded. As the same trend, the transparent conductive
oxide layer 106 with a passivation layer 108 thereon keeps
the doped concentration constant after annealing. It 1s sug-
gested that the passivation layer 108 prevents zinc in the
GZ0O from evaporating during annealing. To be more spe-
cific, no matter the transparent conductive oxide layer 106 1s
formed on a glass substrate depicted in FIG. 3(a) or a
sapphire substrate depicted 1n FIG. 3(b), a passivation layer
108 comprising silicon oxide or aluminum oxide formed on
the transparent conductive oxide layer 106 can reduce the
decrease of the doped concentration of the transparent
conductive oxide layer 106 caused by RTA.

FIG. 4(a) 1llustrates the mobility of the doped element 1n
the transparent conductive oxide layer 106 comprising GZ0O
with and without the passivation layer deposited on the base

100 composed of a glass substrate under various temperature
and an ambient. That 1s, nitrogen 1s used as a carrier gas 1n
the annealing chamber. FIG. 4(b) illustrates the mobility of
the doped element in the transparent conductive oxide layer
106 comprising GZ0O with and without the passivation layer
deposited on the base 100 composed of a sapphlre substrate
under various temperature and ambients. That 1s, diflerent
gases are used as a carrier gas in the anneahng chamber
including nitrogen, oxygen, and the mixture of mitrogen and
oxygen with a ratio of 4:1. The doped elements in the
transparent conductive oxide layer 106 induces carriers thus
the mobility of the doped elements 1indicates the mobility of
the carriers in the transparent conductive oxide layer 106.
The transparent conductive oxide layer 106 comprising
GZO has a mobility of about 16 cm®/V-sec. Referring to
FIGS. 4(a)-4(b), the mobility of GZO transparent conduc-
tive oxide layer 106 deposited on a glass substrate remains
almost the same value by capping the passivation layer 108
before and after RTA. However, capping S10, passivation
layer provides better protection than capping Al,O; passi-
vation layer. Similar to the case of the transparent conduc-
tive oxide layer 106 deposited on a glass substrate, the
mobility of GZO deposited on the sapphire substrate 1s also
enhanced with a passivation layer thereon. For the transpar-
ent conductive oxide layer 106 annealed at 700° C., the
mobility keeps at 17.6 cm®/V-sec by Al,O, passivation layer,
and enhances to 30.2 cm®/V-sec by SiO, passivation layer,
as shown 1 FIG. 4(b). The mobility of the transparent
conductive oxide layer 106 deposited on the sapphire sub-
strate 1s higher than that of the transparent conductive oxide
layer 106 deposited on the glass substrate, which is resulted
from the sapphire substrate being crystal-oriented and thus
improves the film quality. To compared with the transparent
conductive oxide layer 106 formed on the base 100 com-
posed of different materials 1n FIGS. 4(a) and 4(b), mobili-
ties of the transparent conductive oxide layer 106 are all
decreased after RTA though the amount of the decrease are
different due to the different materials of the base 100.
Besides, the passivation layer 108 formed on the transparent
conductive oxide layer 106 in FIGS. 4(a) and 4(b) prevents
the decrease of the mobility of the transparent conductive
oxide layer 106 and increases the mobility of the transparent
conductive oxide layer 106 under some circumstances after
the thermal annealing process.
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FIG. 5(a) shows the transmittance spectra of the trans-
parent conductive oxide layer 106 comprising GZ0O depos-
ited on the base 100 composed of a glass substrate and
annealed at various temperatures 1n the nitrogen ambient. As
shown 1 FIG. 5(a), the maximum transmittance of the
transparent conductive oxide layer 106 occurs at 92.9% at
455 nm and 89% at 710 nm, and the wavelength of the
maximum transmittance shifts toward greater wavelength
(1.e. red-shift) and the intensity increases as the annealing
temperature 1s increased. The transmittance increases 1n the
longer wavelength range which 1s diflerent from the trans-
mittance decreasing in the longer wavelength range of the
transparent conductive oxide layer 106 without passivation
formed above. Furthermore, the transmittance 1s enhanced in
the longer wavelength range after the thermal annealing
process. The transmittance of wavelength at 900 nm raises
from 84.4% to 84.9%, 91%, and 96.7% by the annealing
temperature of 300° C., 400° C., and 500° C., respectively.
As shown 1 FIG. 35(a), the wavelength spectra of the
transparent conductive oxide layer 106 deposited on the base
100 composed of a glass substrate shifts after 500° C. of
RTA with nitrogen as a carrier gas in the annealing chamber.

FIG. 5(b) shows the transmittance spectra of the trans-
parent conductive oxide layer 106 deposited on the base 100
composed of a glass substrate and annealed at 500° C. 1n the
vartous ambients. Similarly, the maximum transmittance
shifts to longer wavelength, 1.e. red-shift, while more oxy-
gen flows to the annealing chamber. This suggests that the
maximum transmittance 1s dependent on the annealing tem-
perature only, while the wavelength of maximum transmit-
tance 1s dependent on the annealing temperature and the
ambient, 1.e. the carrnier gas in the annealing chamber.
Referring to FIG. 5(b), the transmittance of the transparent
conductive oxide layer 106 larger than 95% 1s 1n a range of
wavelength between 450-550 nm. In comparison with the
transmittance spectra changing of the transparent conductive
oxide layer 106 under different RTA conditions, the com-
position of carrier gas aflects the transmittance spectra and
also causes the wavelength shift. To be more specific, more
oxygen added 1n the carrier gas induces more wavelength
spectra shift of the transparent conductive oxide layer.

The wavelength of maximum transmittance in the blue or
red range can be modulated by controlling the thickness of
the passivation layer as an anti-reflective coating layer. FIG.
5(c) shows the eflects of the annealing temperature and
ambient gas during the thermal annealing process on the
transmittance spectra of the transparent conductive oxide
layer 106 comprising GZ0 with and without the passivation
layer 108 deposited on the base 100 composed of a glass
substrate. The maximum transmittance of the transparent
conductive oxide layer 106 1s 92.9% at wavelength of 455
nm and 89% at 710 nm before annealing. After the thermal
annealing process, the maximum transmittance of the trans-
parent conductive oxide layer 106 1s not only kept 1n the
fixed wavelength range but also enhanced 1n the blue and red
ranges. The maximum transmittance of the transparent con-
ductive oxide layer 106 with the passivation layer 108 1is
improved to 99.6% at wavelength of 659 nm when capping
a Al,O, passivation layer and improved to 99.2% at wave-
length of 649 nm when capping a S10, passivation layer,
wherein the improvements are at wavelengths 1n the red
light range. Besides, the transmittance 1s improved to 96.2%
at 452 nm when capping a Al,O, passivation layer, and
improved to 96.3% at 430 nm when capping a S10, passi-
vation layer, wherein the improvements are at wavelengths
in the blue light range. Addition of the passivation layer and
suitable annealing process significantly improve both the
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clectrical and optical characteristics of the transparent con-
ductive oxide layer, which are beneficial to the applications
for optoelectronic devices. To be more specific, FIG. 5(¢)
describes the transmittance spectra of the transparent con-
ductive oxide layer 106 with and without a passivation layer.
FIG. 5(c) shows the increase of the transmittance while the
passivation layer 1s formed on the transparent conductive
oxide layer 106.

The disclosure presented above have demonstrated the
cllects of the passivation layer and the thermal annealing
process on the transparent conductive oxide layer compris-
ing Ga-doped ZnO grown by thermal-ALD with using H,O
as oxidant source. The transparent conductive oxide layer
106 have the resistivity of 3.9x10™* €-cm grown on a glass
substrate and 3.7x10™* ©-cm grown on a sapphire substrate.
The resistivity and transmittance of the transparent conduc-
tive oxide layer 106 increase after the thermal annealing
process. The resistivity of the transparent conductive oxide
layer 1s sensitive to oxygen during annealing, and increases
from 10% to 10™" ©Q-cm during the thermal annealing process
in the oxygen ambient. Using aluminium oxide or silicon
dioxide as a passivation layer on the transparent conductive
oxide layer 106 1s able to preserve the low resistivity of
~3.3x10% Q-cm at a 400° C. RTA process. The maximum

transmittance rises from 92.9% at 455 nm for the transparent
conductive oxide layer to 96.5% at 486 nm at a 500° C. RTA
process 1n the nitrogen ambient. With the passivation layer,
the maximum transmittance of GZO would improve to
~99% 1n red light range, and ~96% 1n blue light range after
the thermal annealing process. Addition of the passivation
layer and suitable annealing process would significantly
improve both the electrical and optical characteristics of the
transparent conductive oxide layer, which are beneficial to
the applications for optoelectronic devices. With the disclo-
sure presented above, the passivation layers used to preserve
the optical and electrical characteristics of the transparent
conductive oxide layer decay after annealing or even
enhance the transmittance and mobility. Since the transpar-
ent conductive oxide layer 1s used as a light extracting layer,
it 1s suitable to apply the transparent conductive structure to
a light-emitting device to enhance the optical and electrical
characteristic.

FIGS. 6(a)-6(d) show an embodiment of a method for
forming a light-emitting device 10 in accordance with one
embodiment of the present disclosure. The method com-
prises steps of providing a substrate 102 as shown 1n FIG.
6(a), epitaxially growing a first semiconductor layer 1042 of
a first conductivity-type on the substrate 102, epitaxially
growing an active layer 1044 having multi-quantum wells
on the first semiconductor layer 1042 for emitting an 1nco-
herent light, and epitaxially growing a second semiconduc-
tor layer 1046 of a second conductivity-type on the active
layer 1044 to form a light-emitting stack 104 as shown 1n
FIG. 6(b). The first semiconductor layer 1042 and the second
semiconductor layer 1046 has different conductivity types,
¢.g. the first semiconductor layer 1042 can be an n-type
semiconductor layer and the second semiconductor layer
1046 can be a p-type semiconductor layer. A transparent
conductive oxide layer 106 1s then deposited on the light-
emitting stack 104 and a passivation layer 108 1s then
formed on the transparent conductive oxide layer 106 as
shown 1n the FIG. 6(¢). The method of manufacturing and
the properties of the transparent conductive oxide layer 106
and the passivation layer 108 are as the foregoing embodi-
ments from FIG. 1 to FIG. 5(c¢). The method of forming the
transparent conductive oxide layer 106 comprising provid-
ing a metal to form a metal oxide and providing an element
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as an impurity for doping. The metal oxide comprises zinc
oxide and the impurity comprises gallium. Moreover, the
step of forming the transparent conductive oxide layer 106
comprises changing the concentration of the gas injected
during forming the transparent conductive oxide layer 106.
To be more specific, injecting the impurity at a first con-
centration 1nto the transparent conductive oxide layer 106
while forming a {irst portion of the transparent conductive
oxide layer 106 and injecting the impurity at a second
concentration into the transparent conductive oxide layer
106 while forming a second portion of the transparent
conductive oxide layer 106. Besides, a concentration ratio
between the impurity provided and the metal of the metal
oxide provided to form transparent conductive oxide layer

106 1s larger than 3%. To be more specific, the ratio 1s
between 5%~20%.

Referring to the FIG. 6 (d), a recess 114 1s formed in the
passivation layer 108 to expose a part of the transparent
conductive oxide layer 106, and a first electrode pad 110 1s
then formed on the exposed transparent conductive oxide
layer 106. A second electrode pad 112 1s formed on a side of
the substrate 102 opposmg to the light-emitting stack 104. A
thermal annealing process 1s performed on the light-emitting,
device 10, and a vertical-type light-emitting device as shown
in FIG. 6(d) 1s formed. In another embodiment, the thermal
annealing process 1s performed after the passivation layer
108 1s formed and before forming the electrode pad 1s
formed. The detail of the thermal annealing process are
disclosed as the foregoing embodiments from FIG. 1 to FIG.
5(c). FIG. 7 shows a horizontal-type light-emitting device 11
in accordance with an embodiment of this application. The
light-emitting stack 104 1s etched to exposed a part of the
first semiconductor layer 1042, and the second electrode pad
112 1s formed on the exposed part of the first semiconductor
layer 1042.

In another embodiment, a transparent conductive layer 1s
adopted to enhance the conductivity. Referring to FIG. 8, the
light emitting device 20 comprises a first semiconductor
layer 2042 of a first conductivity-type on the substrate 202,
an active layer 2044 on the first semiconductor layer 2042
for emitting an incoherent light, and a second semiconductor
layer 2046 of a second conductivity-type on the active layer
2044 to form a hight-emitting stack 204. The first semicon-
ductor layer 2042 and the second semiconductor layer 2046
has different conductivity type, e.g. the first semiconductor
layer 2042 can be an n-type semiconductor layer and the
second semiconductor layer 2046 can be a p-type semicon-
ductor layer. The transparent conductive layer 205 1s formed
on the second semiconductor layer 2046 and the matenial of
the transparent conductive layer 205 comprises indium tin
oxide (ITO). The ITO used 1n the transparent conductive
layer 205 comprises a tin of tetravalent state and an indium
of trivalent state, and the mole fraction of the tin 1s less than
15%. In another embodiment, the mole fraction of tin 1n I'TO
1s between 1%~10%. The two metal elements used 1n the
transparent conductive layer 205 are of different valence
state. To be more specific, tin 1s an element of the group IVA
and indium 1s an element of group IIIA wherein the two
different groups are next to each other. A transparent con-
ductive oxide layer 206 1s formed on the transparent con-
ductive layer 205 and a passivation layer 208 1s formed on
the transparent conductive oxide layer 206. In this embodi-
ment, the maternial of the transparent conductive oxide layer
206 comprises GZ0. The GZO used 1n the transparent
conductive oxide layer 206 comprises a zinc of bivalent state
and a gallium of trivalent state, and the mole fraction of the
gallium 1s less than 10%. In an embodiment, the concentra-
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tion of the gallium can be 1%~5%. The two metal elements
used 1n the transparent conductive oxide layer 206 are of
different valence state. To be more specific, zinc 1s an
clement of the group IIB and gallium 1s an element of group
IITIA wherein the two different groups are next to each other.
In comparison with the transparent conductive layer 2035 and
the transparent conductive oxide layer 206, the two layers
comprise metal elements of a group (indium of the trans-
parent conductive layer 205 and gallium of the transparent
conductive oxide layer 206) and metal elements have dii-
ferent valence state (tin of tetravalent state 1in the transparent
conductive layer 205 and zinc of bivalent state in the
transparent conductive oxide layer 206). A recess 214 1s
formed 1n the passivation layer 208 to expose a part of the
transparent conductive oxide layer 206, and a first electrode
pad 210 1s then formed on the exposed transparent conduc-
tive oxide layer 206. A second electrode 212 1s formed on a
side of the substrate 202 opposing to the light-emitting stack
204.

Referring to FIG. 9, a horizontal-type light-emitting
device 21 1n accordance with one embodiment of the present
disclosure comprises a substrate 202, a light-emitting stack
204, a transparent conductive layer 205, a transparent con-
ductive oxide layer 206, a passivation layer 208, a first
clectrode pad 210 and a second electrode pad 212. The
light-emitting stack 204 comprises a first semiconductor
layer 2042, an active layer 2044, and a second semiconduc-
tor layer 2046. In this embodiment, the light-emitting stack
204 1s etched to expose a part of the first semiconductor
layer 2042 wherein the second electrode pad 212 1s formed
on the exposed part of the first semiconductor layer 2042.
Moreover, the second semiconductor layer 2046 1s etched to
form a plurality of hexagonal-pyramid cavities 2052. Thus,
convexes and concaves are formed on the top surface 2051
of the second semiconductor layer 2046. Besides, the hex-
agonal-pyramid cavities 2052 are extended downward from
the top surface 2051 so each of the transparent conductive
layer 205 formed on the second semiconductor layer 2046
and the transparent conductive oxide layer 206 formed on
the transparent conductive layer 205 has a concave-convex
surface. A recess 214 1s formed 1n the passivation layer 108
to expose a part of the transparent conductive oxide layer
206, and a first electrode pad 210 1s then formed on the
exposed part of the transparent conductive oxide layer 206.

It will be apparent to those having ordinary skill in the art
that various modifications and variations can be made to the
devices 1n accordance with the present disclosure without
departing from the scope or spirit of the disclosure. In view
of the foregoing, 1t 1s mntended that the present disclosure
covers modifications and variations of this disclosure pro-
vided they fall within the scope of the following claims and
their equivalents.

What 1s claimed 1s:
1. A method of manufacturing a transparent conductive
structure, comprising:

forming a transparent conductive layer by sequentially
injecting a first precursor and a second precursor at a
first temperature, the transparent conductive layer hav-
ing a first resistivity;

providing a passivation layer directly connected to the
transparent conductive layer; and

applying a thermal treatment to the transparent conductive
layer and the passivation layer at a second temperature
higher than the first temperature,

wherein the transparent conductive layer and the passi-
vation layer collectively have a first transmittance
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before the thermal treatment and a second transmit-
tance after the thermal treatment,

wherein the transparent conductive layer has a second

resistivity higher than the first resistivity after the
thermal treatment.

2. The method of claim 1, wherein the first precursor and
the second precursor comprise H,O, Diethylzinc (DEZ) or
triethylgallium (TEG).

3. The method of claim 1, further comprising a step of
pausing for a time between 1njecting the first precursor and
the second precursor.

4. The method of claim 1, further comprising a step of
injecting a purge gas aiter injecting the first precursor and
the second precursor.

5. The method of claim 1, further comprising a step of
injecting a third precursor after injecting the first precursor.

6. The method of claim 5, wherein the third precursor has
an 1njection cycle fewer than that of the second precursor.

7. The method of claim 1, wherein the second transmit-
tance 1s higher than the first transmaittance for a light with a
wavelength between 400 nm and 500 nm or above 550 nm.

8. The method of claim 1, wherein the second transmait-
tance 1s larger than 97% 1n a blue light range when the
transparent conductive layer 1s placed on a glass.

9. The method of claim 1, wherein the second transmit-
tance 1s larger than 93% 1n a red light range when the
transparent conductive layer 1s placed on a glass.

10. The method of claim 1, wherein the first transmittance
has a first maximum value at a first wavelength, the second
transmittance has a second maximum value at a second
wavelength, the first wavelength and the second wavelength
have a difference of less than 10 nm.

11. The method of claim 1, wherein the transparent
conductive layer comprises zinc oxide doped with a group
IIIA element, a mole fraction of the group IIIA element i1s
less than 10%.

12. The method of claim 1, wherein the passivation layer
comprises aluminum oxide or silicon oxide.

13. A method of manufacturing a light-emitting device,
comprising:

providing a semiconductor structure;
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forming a transparent conductive layer on the semicon-
ductor structure by injecting a first precursor and a
second precursor at a first temperature, the transparent
conductive layer having a first resistivity;

providing a passivation layer directly connected to the
transparent conductive layer; and

applying a thermal treatment at a second temperature
higher than the first temperature,

wherein the transparent conductive layer and the passi-
vation layer collectively have a first transmittance
before the thermal treatment and a second transmit-
tance after the thermal treatment,

wherein the transparent conductive layer has a second

resistivity higher than or similar the first resistivity after
the thermal treatment.

14. The method of claim 13, wherein the first precursor

and the second precursor comprise H,O, Diethylzinc (DEZ)
or triethylgalllum (TEG).

15. The method of claim 13, wherein the second trans-
mittance 1s higher than the first transmittance.

16. The method of claim 13, wherein the first transmit-
tance has a first maximum value at a first wavelength, the
second transmittance has a second maximum value at a
second wavelength, the first wavelength and the second
wavelength have a difference of less than 10 nm.

17. The method of claim 13, wherein the semiconductor
structure comprises a first semiconductor layer, an active
layer, and a second semiconductor layer.

18. The method of claim 13, wherein the transparent

conductive layer comprises zinc oxide doped with group
IITA element, a mole fraction of the group IIIA element 1s

less than 10%.

19. The method of claim 13, wherein the passivation layer
comprises aluminum oxide or silicon oxide.

20. The method of claim 13, further comprising a step of
providing a conductive layer sandwiched by the transparent
conductive layer and the semiconductive structure.
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